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(54) REFINING METHOD OF FULLERENE C60 

(57)Abstract: 

PURPOSE: To provide a refining method of fullerene C60 with simple operation and process, 
high space time yield which is significantly and practically useful and easily applied for mass 
production in an industrial scale so that high purity fullerene C60 is efficiently separated and 
recoverd from soot containing fullerene C60 obtd. by arc discharge of carbon such as graphite 
or the like or laser abrasion or from a soln. containing fullerene C60 with impurities obtd. by 
extraction of the soot above described with an org. solvent. 

CONSTITUTION: A soln. containing fullerene C60 with impurities obtd. by extraction of soot 
containing fullerene C60 with an org. solvent is subjected to contact treatment with activated 
carbon. The fullerene C60 is refined by separating and removing the org. solvent from this 
treated liquid. 



* NOTICES * 



JPO and NCIPI are not responsible for any 
damages caused by the use of this translation. 

1. This document has been translated by computer. So the translation may not reflect the 
original precisely. 

2. **** shows the word which can not be translated. 
3.1n the drawings, any words are not translated. 



CLAIMS 



[Claim(s)] 

[Claim 1] The purification approach of the fullerene C60 characterized by carrying out 
separation clearance of the organic solvent from the obtained processing liquid after carrying 
out contact processing of the solution which contains with an impurity the fullerene C60 
extracted with the organic solvent from the soot containing fullerene C60 with activated 
carbon. 
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DETAILED DESCRIPTION 



[Detailed Description of the Invention] 
[0001] 

[Industrial Application] When this invention is said in more detail about the purification 
approach of fullerene C60, it relates to the practically remarkable purification approach of 
the useful fullerene C60 which can carry out separation recovery of the fullerene C60 of a 
high grade efficiently from the solution of the crude fullerene C60 obtained by extracting the 
soot which contains the fullerene C60, such as soot obtained by arc discharge, laser ablation, 
etc. of graphite, for example, or this fullerene C60 content soot with an organic solvent. 
[0002] in addition, the purification fullerene C60 obtained by the approach of this invention - 
- as an electrical conducting material, the raw material of a super-conductor, etc. — the 
electrical and electric equipment and the electronic ingredient field — for the first time — 
** — it can use suitable for various kinds of fullerene C60 fields of the invention to carry 
out. 
[0003] 

[Description of the Prior Art] Recently, the molecule-like carbon matter new type called the 
carbon cluster (spherical macromolecule) of the closed shell structured type of carbon 
numbers 60 and 70 and 84 grades is compounded, and attracts attention. The carbon cluster 
which has this special structure is also called fullerene, and is called fullerene C60, this C70, 
this C84, etc. by the carbon number which constitutes that molecule frame (only called C60, 
C70, and C84 grade.). Such fullerene is new carbon materials, and since it is expected that 
unique physical properties will be shown also from having the special molecular structure, 
research on the property and application development is advanced briskly. For example, the 
expectation of fullerene as an electrical conducting material of a high property which the 
application as lubricant in molecular levels, such as being a spherical macromolecule, is 
expected, and replaces a graphite etc. since it is the huge carbon molecule of the partial 
saturation nature of a uniform carbon number is also great. 

[0004] In the fullerene of the carbon number of these various kinds, fullerene C60 is the 
easiest to compound, and its expectation is great also in respect of an application. If a 
potassium is doped very much to fullerene C60 recently, it is found out that absolute- 
temperature 1 8K become a superconductor, a high temperature supercondactor is obtained 
one after another by addition of alkali metal, such as a rubidium and caesium, things are also 
shown, and attention of since various is actually attracted [Nature, 350,320-322 (1991), 
Nature, 350,600-601 (1991)]. 

[0005] Thus, fullerene C60 has the very great expectation as an exotic material and new 
materials in various kinds of fields of the invention including the electrical and electric 
equipment and the electronic field, and, so, development of the technique of producing the 
thing of a high grade to a large quantity as much as possible is desired. 
[0006] By the way, although generating these fullerene easily by carbonaceous arc discharge 
(resistance heating method) and laser ablation (laser evaporation method), such as graphite, 
is known, the soot which carries out little content of the fullerene is obtained in that case. 
Then, the technique which carries out separation (concentration) purification of the fullerene 



from this soot-like matter becomes important. As a manufacturing technology of the 
conventional fullerene including this separation / purification approach, from the soot 
obtained by the above-mentioned approach, extraction separation is carried out with 
aromatic hydrocarbon, such as benzene and toluene, it carries out to crude fullerene, and the 
approach a neutral alumina column etc. carries out isolation purification according to 
chromatography separation using this is learned further [Nature, 347,354-358 (1990)]. Here, 
aromatic hydrocarbon is used for the extract of fullerene because it is advantageous in 
respect of the solubility over fullerene etc. 

[0007] However, it is difficult to fully obtain the fullerene of a high grade only by an aromatic 
series solvent etc. extracting from this soot-like matter. In the extract obtained although 
fullerene C60 could be efficiently extracted when organic solvents, such as aromatic 
hydrocarbon, actually extracted the soot containing fullerene C60, various impurities contain 
besides fullerene C60, and the fullerene C60 of a high grade cannot be obtained from this 
solution only by carrying out separation clearance of the solvent as it was. 
[0008] Then, in order to obtain the fullerene C60 of a high grade, separation purification of 
the crude fullerene C60 (the solution and fine particles containing fullerene C60 and an 
impurity) conventionally obtained with the extraction method as mentioned above was carried 
out by the column chromatography method, and the approach of obtaining the fullerene C60 
of a high grade was adopted. However, in the purification method by such column 
chromatography, although it is easily applicable to little purification, there is a not practical 
trouble in the object which obtains the refined material of a large quantity. So, development 
of the industrial purification method which can be mass-produced was easily expected the 
fullerene C60 of a high grade strongly from the solution of the crude fullerene C60 obtained 
by the soot containing the fullerene C60, such as the above-mentioned soot, or its organic 
solvent extract. 
[0009] 

[Problem(s) to be Solved by the Invention] This invention is made in view of the above- 
mentioned situation. The object of this invention the fullerene C60 obtained by the extract 
by the soot containing the fullerene C60, such as soot obtained by the arc discharge of 
carbon, such as graphite, laser ablation, etc., or its organic solvent from the solution 
contained with an impurity It is the approach of carrying out separation recovery of the 
fullerene C60 of a high grade efficiently, and moreover, actuation and a process are easy, a 
space time yield is large, and it is fully in offering the practically remarkable useful 
purification approach of fullerene C60 easily applicable also to mass production method of 
industrial magnitude. 
[0010] 

[Means for Solving the Problem] As opposed to the solution which contains with an impurity 
the fullerene C60 extracted from the fullerene C60 content soot obtained by various kinds of 
approaches using the suitable organic solvent as a result of repeating research 
wholeheartedly that this invention persons should attain said object By performing specific 
processing of making activated carbon contact, this impurity could be efficiently removed 
with activated carbon, and it found out that the fullerene C60 of a high grade could fully be 
obtained with sufficient yield by carrying out separation clearance of the organic solvent 
according to a conventional method from the obtained processing liquid. Moreover, this 
approach was easily applicable also to mass production method of the industrial magnitude of 
processing raw material soot and its extract efficiently to a large quantity, and since 
actuation was easy and there were also few processes, it turned out that it is the industrial 
very advantageous purification approach. 

[001 1] Based on the above knowledge, this invention persons came to complete this 
invention. That is, from the soot containing fullerene C60, this invention offers the 
purification approach of the fullerene C60 characterized by carrying out separation clearance 
of the organic solvent from the obtained processing liquid, after carrying out contact 
processing of the solution which contains with an impurity the fullerene C60 extracted with 



the organic solvent with activated carbon. 

[0012] In the approach of this invention, it is more important than the soot containing 
fullerene C60 to carry out contact processing of the solution which contains with an impurity 
the fullerene C60 extracted with the organic solvent with activated carbon. 
[0013] As the manufacture approach, especially a limit does not have fullerene C60 content 
soot (it may be hereafter called raw material soot) used here as a raw material of extract 
down stream processing by said organic solvent, and it can use what was manufactured by 
various kinds of approaches, such as a well-known approach. Specifically, the fullerene C60 
content soot obtained by the arc discharge and laser ablation of graphite is used suitably. In 
addition, before presenting an organic solvent extract, pretreatment of ether washing 
processing for example, etc. may be suitably performed to the raw material soot containing 
such fullerene C60 if needed. Moreover, mixing what was manufactured according to an 
approach which could use these fullerene C60 content soot by the one-sort independent, or 
is different, or conditions etc. may use two or more sorts together as mixture etc. 
[0014] Although various kinds of organic solvents (an independent solvent or mixed solvent) 
are usable if it has sufficient solubility from said raw material soot (fullerene C60 content 
soot) to fullerene C60 as said organic solvent used for the extract of fullerene C60 (crude 
fullerene C60) as extractant, aromatic hydrocarbon, such as benzene, toluene, a xylene, and 
a mesitylene, etc. is usually used suitably. In addition, these aromatic hydrocarbon can be 
suitably used also as an one-sort independent solvent or two or more sorts of mixed 
solvents. Moreover, these aromatic hydrocarbon solvents for an extract can also be used 
where other components, such as other organic solvents, are contained in the range which 
does not check the object of this invention. 

[0015] it is independent about various kinds of approaches, such as a continuous extraction 
method there is especially no limit also as this extract approach, and can adopt various kinds 
of extract approaches, such as a well-known approach, for example, according to a Soxhlet 
extraction method and heating application of pressure, — it is — it can be used, combining 
suitably. 

[0016] In this way, the organic solvent extract collected from the extract process is a 
solution of the crude fullerene C60 which contains various kinds of impurities (for example, 
fullerene other than fullerene C60, carbon or a carbon compound of other gestalten, etc.) 
with fullerene C60. 

[0017] Contact processing with activated carbon is presented with the solution which 
contains with an impurity the fullerene C60 extracted with the organic solvent in this way in 
the approach of this invention. 

[0018] Although the extract itself obtained by said organic solvent extract is usually suitably 
used as a solution (the crude fullerene solution with which this activated carbon treatment is 
presented may be hereafter called a raw material solution) with which contact processing 
with this activated carbon is presented, the solution which performed adjustment of 
concentration or a presentation suitably to this extract depending on the case is also used 
suitably. 

[0019] Of course, the crude fullerene C60 obtained from the extract obtained as mentioned 
above by carrying out separation clearance of the organic solvent may be again dissolved in 
suitable solvents, such as said aromatic hydrocarbon, and contact processing with said 
activated carbon may be presented with the solution. That is, when the fullerene C60 which 
could present contact processing with said activated carbon with the solution, and was 
extracted with the organic solvent as was the above beforehand when the crude fullerene 
C60 (powder etc.) beforehand obtained by the extract by the organic solvent was available, 
and the solution included with an impurity are available, contact processing with activated 
carbon can be presented with this. Thus, when the extract processing by the organic solvent 
is already made, the extract process by said organic solvent can be skipped. 
[0020] The aromatic hydrocarbon system solvent which makes a principal component above 
mentioned aromatic hydrocarbon or this above mentioned as a solvent in the solution 



(solution which contains fullerene C60 with an impurity) with which contact processing with 
said activated carbon is presented is used suitably. That is, in the approach of this invention, 
since the continuous method of presenting contact processing with activated carbon with 
the extract obtained from that extract process, using an aromatic hydrocarbon (system) 
solvent as said solvent for an extract can adopt suitably, it has the advantage that a process 
can be remarkably simplified also in this point 

[0021] As said activated carbon, various kinds of things, such as activated carbon of animal 
systems, such as activated carbon of vegetable systems, such as minerals, such as a coal 
system and a petroleum system, or activated carbon of a mineral oil system, and a thing of a 
charcoal system, coconut shell charcoal, and bone charcoal, are usable. Also in these, the 
activated carbon of a mineral oil system or a vegetable system is usually used suitably. 
There is especially no limit also as the configuration of activated carbon, and a particle size, 
for example, anythings, such as a thing of the shape of powder and a grain, are usable. What 
is necessary is just to select the configuration and particle size suitably in consideration of 
contacting efficiency, the effectiveness of a subsequent separation process, etc. In addition, 
these activated carbon of various kinds of may be used by the one-sort independent, and 
can also mix and use two or more sorts together. 

[0022] As contact mode of processing of said solution and activated carbon, there is 
especially no limit and various kinds of mode of processing can apply it. Usually, the method 
processed by adding and stirring activated carbon in said solution, for example is adopted 
suitably, that time — processing temperature — usually — ordinary temperature - it is good 
to set [ 200-degree C ] it as the temperature of the range of ordinary temperature -100 
degree C preferably. As a system pressure in this processing, there is especially no limit and, 
in ordinary pressure or self-** of a processor, application of pressure, etc., all can adopt it. 
That is, the bottom of ordinary temperature ordinary pressure, heating ordinary pressure, 
heating application of pressure, and ordinary temperature application of pressure etc. can 
carry out contact processing with this activated carbon on condition that versatility. 
Although the processing time for fully performing this activated carbon treatment cannot be 
uniformly defined since it changes with other conditions, such as a class of activated carbon, 
the amount used, and processing conditions, processing of for [ 1 minute ] - about 2 hours is 
usually enough as it. 

[0023] In addition, said activated carbon treatment is not limited to the method which uses 
the above activated carbon in the state of suspension, and other methods, such as a method 
which circulates said solution to this, using activated carbon as the fixed bed etc., can 
perform it suitably. 

[0024] It is appropriate for the amount of the activated carbon used to usually select 0.01- 
100g in the range of 0.05-1 Og preferably to 1g of solutes in the solution with which 
processing is presented, an impurity tends to remain in the processing liquid which it became 
being less than 0.01 g per 1g of solutes in the solution to process removing [ of the impurity 
from this solution ] the amount of the activated carbon used (adsorption treatment by 
activated carbon) inadequate, therefore was obtained, and the object of this invention is fully 
boiled and it becomes impossible here, to attain it On the other hand, when the amount of 
the activated carbon used exceeds 100g per 1g of solutes in the solution to process, it 
becomes impossible to disregard the amount of adsorption to the activated carbon of the 
fullerene C60 in this solution, and the yield (recovery) of the desired fullerene C60 may fall. 
[0025] As mentioned above, by carrying out contact processing of the solution which 
contains with an impurity the fullerene C60 obtained by organic solvent extract with 
activated carbon, activated carbon is selectively adsorbed in the impurity in this solution, 
therefore the solution after this activated carbon treatment turns into a solution of the 
fullerene C60 of a high grade with which the fullerene C60 in a raw material solution was left 
behind almost as it was. 

[0026] In the approach of this invention, after performing contact processing with activated 
carbon as mentioned above, separation clearance of the activated carbon (activated carbon 



which adsorbed the impurity) is carried out that fullerene C60 solutions of the high grade 
which is the processed solution should be collected from the product. Separation of this 
activated carbon and the processed solution can be easily performed by various kinds of 
approaches, such as a well-known approach. 

[0027] For example, when a suspension method performs said activated carbon treatment, 
separation clearance of said activated carbon can be suitably performed with a filtration 
process, a centrifuge method, etc. The separation approach by filtration is used especially 
suitably. Separation by this filtration can be easily performed according to a conventional 
method, for example, it can carry out with the application of various kinds of filtration 
methods, such as ordinary temperature ordinary pressure filtration, heating ordinary pressure 
filtration, heating pressure filtration, ordinary temperature pressure filtration, ordinary 
temperature filtration under reduced pressure, and heating filtration under reduced pressure. 
In the case of the negotiation method using activated carbon as the fixed bed, although it 
dissociates automatically, activated carbon and processing liquid should just remove this 
particle with a filtration process etc. as mentioned above, when solid-state particles, such as 
activated carbon, mix into recovery liquid in this case. 

[0028] In addition, generally the fullerene C60 of a minute amount has adhered to the 
activated carbon separated by filtration etc. as mentioned above with the solvent. Then, in 
order to raise the recovery of fullerene C60 more, washing this activated carbon with the 
suitable solvent for washing that the adhering fullerene C60 should be collected is also 
performed suitably. These washing recovery liquid may be mixed, packed and collected in 
said separation recovery liquid. 

[0029] As this solvent for washing, said aromatic hydrocarbon (system) solvents, such as 
benzene, toluene, a xylene, and a mesitylene, are usually used suitably. Although this solvent 
for washing may not be the not necessarily same class as the solvent which constitutes the 
solution with which activated carbon treatment was presented, and the thing of a 
presentation, when the effectiveness of the whole process, such as improvement in the 
profitability by the recycle activity of a solvent, is taken into consideration, the same thing is 
used suitably. For example, after presenting said activated carbon treatment with the toluene 
solution obtained at the extract process, using toluene as said solvent for an extract, the 
approach of washing the separated activated carbon with toluene can be especially 
illustrated as a desirable mode. 

[0030] Separation recovery of the processing liquid (solution of the fullerene C60 of a high 
grade) from which the impurity was selectively and fully removed by activated carbon 
treatment as mentioned above can be carried out efficiently. 

[0031] In the approach of this invention, the fullerene C60 refined by the high grade is 
obtained from the processing liquid (solution of the fullerene C60 of a high grade) by which 
separation recovery was carried out as mentioned above from the activated-carbon- 
treatment process by carrying out separation clearance of the organic solvent. Although 
separation clearance of the organic solvent from this processing liquid can be performed by 
various approaches, according to a conventional method, the approach of distilling 
[ atmospheric distillation / vacuum distillation, ] off an organic solvent by vacuum distillation 
preferably is usually suitably adopted from this solution. Thus, by distilling off an organic 
solvent, the solid-state-like (shape of crystal) purification fullerene C60 is obtained as the 
residue. Although the purification fullerene C60 obtained is obtained where about several% of 
solvent is contained during a crystal depending on extent of desiccation, the purification 
fullerene C60 said by this invention may contain the solvent of a minute amount in this way. 
Of course, if needed, it may be made to dry suitably and a solvent may fully be removed, that 
is, separation clearance of said organic solvent or desiccation of the purification fullerene 
C60 is not necessarily performed thoroughly — also coming out — it is good and can acquire 
as purification fullerene C60 of various aridity according to the purpose of using a product 
etc. Moreover, extent of separation clearance of an organic solvent can be adjusted by the 
case, it can collect as the various solutions or the dispersion liquid of the purification 



fullerene C60 of concentration, this can also be used as a product by the approach of this 
invention, and the solution of the purification fullerene C60 of a high grade collected after 
said activated carbon treatment can also be further used as an intermediate product in the 
approach of this invention. 

[0032] Moreover, the purification fullerene C60 which carried out separation clearance and 
obtained the organic solvent is recrystallized, and can also be further made into the 
purification fullerene C60 of a high grade. 

[0033] As mentioned above, at best [ yield ] moreover, easy actuation and an easy process 
can recover efficiently the fullerene C60 refined by the high grade from the raw material soot 
(or solution of the crude fullerene C60 by which the organic solvent extract was already 
carried out) which contains fullerene C60 by the purification approach of this invention. 
Moreover, since the fullerene C60 refined by altitude since it consisted of processes to 
which all were suitable for the mass-production method, such as solvent separation of 
solvent extraction, activated carbon treatment, solvent distilling off, etc., in the case of the 
approach of this invention can also be mass-produced easily, as compared with the 
purification method using the conventional column separation for example, etc., it is 
remarkably advantageous industrially. 

[0034] The purification fullerene C60 (or the solution) obtained by the approach of this 
invention can be used suitable for various kinds of fullerene C60 fields of the invention 
including the electrical and electric equipment and the electronic field, such as a raw material 
of an electrical conducting material and a superconductor. In that case, this purification 
fullerene C60 can respond in activity eye, and can be used with various gestalten, such as 
mixture with the powder (crystal) of various aridity, a solution, dispersion liquid, and other 
matter of various kinds of, and a constituent. 
[0035] 

[Example] Although the example of this invention explains this invention more concretely 
below, this invention is not limited to these examples. 

As example 1 raw-material soot, using the fullerene C60 content soot obtained by the arc 
discharge of graphite, extract processing of this soot 5g was carried out with 11. toluene 
using the Soxhlet extractor, and the extract was obtained. The obtained extract whole 
quantity was condensed, it considered as the 500ml solution, 20g (Wako Pure Chem make) of 
activated carbon powder was added in this solution, and it processed for 1 5 minutes under 
heating stirring at 70 degrees C. From the obtained processing mixed liquor, by filtration, 
separation clearance of the activated carbon was carried out, the activated carbon of 
filtration was washed several times with a small amount of toluene, and washingses were 
mixed and collected to filtrate. The toluene of a solvent was distilled out of this recovery 
liquid using the evaporator, and the purification object which is dried at 100 degrees C for 12 
hours, and targets obtained residue under a vacuum was obtained. Yield was 260mg. When 
the mass spectrum analyzed this obtained purification object, only the peak peculiar to C60 
of a natural isotope presentation, such as peak [M+=720 (12C60) originating in C60, M+=721 
(12C5913C1), M+=722 (12C5813C2), and M2+=360 (12C60), was observed. Moreover, in 13 
C-NMR analysis, the characteristic peak was observed by 143.2 ppm C60. From these 
results etc., it was checked that the purification object with which the above was obtained is 
the pure fullerene C60. 

[0036] In example 2 example 1 , the purification object was obtained like the example 1 
except having set the addition of activated carbon to 5g, and having made heating mixing 
time into 2 hours. Yield was 1 60mg. The same mass spectrum as the purification object 
which also obtained this purification object in the example 1, and the NMR spectrum were 
shown, and it was checked that this is the pure fullerene C60. 

[0037] Extract processing of the same raw material soot 5.0g as what was used in the 
example of comparison 1 example 1 was carried out with toluene like the example 1, and the 
extract was obtained. When the solvent was distilled out of this extract, 450mg of soot-like 
objects which use fullerene C60 as a principal component, and contain an impurity was 



obtained. 

[0038] Next, the neutral alumina was made into the separating medium for this obtained 
soot-like object (crude fullerene C60), column chromatography separation was performed by 
having used the hexane as the expansion solvent, and the fraction equivalent to fullerene 
C60 was isolated preparatively. The solvent was distilled out of this preparative isolation 
liquid, and 380mg of purification objects was obtained. This purification object gave the result 
of the same mass spectrum as the purification object obtained in the example 1 , and 1 3 C- 
NMR, and it was checked that it is the pure fullerene C60 similarly. 

[0039] In addition, the time amount from which the amount of the neutral alumina used in the 
case of the above-mentioned column chromatography separation is 211., and separation took 
the amount of 3kg and the expansion solvent used to it was 12 hours. Thus, in the case of 
the purification method by the column chromatography separation which is a conventional 
method, a lot of separating media and expansion solvents were needed also to little 
purification, the operate time was also long, to mass production method, it is unsuitable, and 
it was industrially checked that it is disadvantageous as it generally said from the former. 
[0040] On the other hand, it can carry out isolation purification of the fullerene C60 of a high 
grade in a short time, and since industrial large quantity processing is easy for the 
purification approach using the activated carbon treatment of this invention etc. through all 
processes, it is suitable as the industrial purification approach, so that the above-mentioned 
examples 1 and 2 may also show easily. 
[0041] 

[Effect of the Invention] As opposed to the solution of the crude fullerene C60 which was 
extracted with the organic solvent by the conventional method etc. from the fullerene C60 
content soot obtained by the arc discharge of carbon, such as graphite, laser ablation, etc. 
according to the approach of this invention Since the specific method of performing 
activated carbon treatment and carrying out adsorption treatment of the impurity selectively 
is used Extremely, separation recovery can be efficiently carried out with recovery high 
enough, and moreover, since actuation and a process are easy and a space time yield is also 
large, the fullerene C60 of a high grade is easily applicable also to mass production method of 
industrial magnitude. That is, according to this invention, the purification approach of the 
advantageous fullerene C60 remarkable as the industrial purification approach for obtaining 
the fullerene C60 of a high grade can be offered. 



[Translation done.] 
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